A) Synthesis and characterizations:
General comments: All commercially available chemicals (copper(II) sulfate, sodium ascorbate, sodium azide, 2-ethynylpyridine, benzylazide, methyl iodide) were used as received.
TLC was performed on silica coated plates, with a pore diameter of 60 Å. Anhydrous dichloromethane and tetrahydrofuran were dried by passing through an activated alumina column according to the manufacturer's instructions (Innovative Technology). Chemical shifts 1-Methyl-4-(2-pyridyl)-1,2,3-triazole (L2): Sodium azide (138 mg, 2.13 mmol, 2.2 eq), copper(II) sulfate (15 mg, 10 mol%) and sodium ascorbate (95 mg, 0.48 mmol, 0.5 eq) were dissolved in water (0.5 mL) in a microwave vial. To this mixture were added iodomethane (152 mg, 1.07 mmol, 1.1 eq) dissolved in DMF (1 mL) and 2-ethynylpyridine (100 mg, 0.97 mmol, 1.0 eq) in DMF (1 mL). The reaction mixture was stirred at room temperature for 3 days during which a white precipitate appeared. The reaction mixture was then heated at 150 °C using microwave irradiation of 130 W for 10 min., resulting in the disappearance of the observed precipitate. The reaction mixture was diluted in water (10 mL), poured into a solution of EDTA (10 mL) and the remaining solution was extracted with Et 2 O (5 ×10 mL ). The combined organic layers were washed with brine (50 mL), dried over Na 2 SO 4 and concentrated to give L2 as a light beige solid (102 mg, 65% [2] The structures of these systems were optimized fully and frequency calculations were performed to ensure that the optimized structures corresponded to minima on the potential energy surface. The highest occupied and lowest unoccupied molecular orbitals (HOMO and LUMO, respectively) were then calculated using the optimized structures.
[ [2]
The crystal is monoclinic space group P2 1 /n, based on the systematic absences, E statistics and successful refinement of the structure. The structure was solved by direct methods. Full-matrix least-square refinements minimizing the function ∑w (F o 2 -F c 2 ) 2 were applied to the compound.
All non-hydrogen atoms were refined anisotropically. All H atoms were placed in geometrically reflections, with 400 parameters and 73 restraints, were achieved.
[3] The largest residual peak and hole to be 0.514 and -0.538 e/Å 3 , respectively.
Crystallographic data, atomic coordinates and equivalent isotropic displacement parameters, bond lengths and angles, anisotropic displacement parameters, hydrogen coordinates and isotropic displacement parameters, and torsion angles are given in Table S3 to S9. The molecular structure and the cell packing are shown in Figure S20 .
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Bruker (2005 [3] Table S4 . Atomic coordinates ( x 10 4 ) and equivalent isotropic displacement parameters (Å 2 x 10 3 ) for ap12. U(eq) is defined as one third of the trace of the orthogonalized U ij tensor.
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